General Methods:
All reactions were carried out in oven-dried glassware with magnetic stirring under nitrogen atmosphere, unless otherwise stated. Dry solvents were purchased and stored under nitrogen over molecular sieves (bottles with crown cap). Flash chromatography was carried out on silica gel (230-400 mesh). Reactions were monitored by analytical thin-layer chromatography (TLC) using silica gel 60 F 254 pre-coated glass plates (0.25 mm thickness) and visualized using UV light or phosphomolibdic acid. Proton NMR spectra were recorded on spectrometers operating at 200 and 300 MHz respectively. Proton chemical shifts are reported in ppm (δ) with the solvent reference relative to tetramethylsilane (TMS) employed as the internal standard (CDCl 3 δ = 7.26 ppm).
13 C-NMR spectra were recorded on 300 MHz spectrometers operating at 75 MHz, with complete proton decoupling. Carbon chemical shifts are reported in ppm (δ) relative to TMS with the respective solvent resonance as the internal standard (CDCl 3 , δ = 77.0 ppm). Optical rotations were obtained on a polarimeter at 589 nm using a 5 mL cell with a length of 1 dm. HPLC for e.e. determination was performed under the conditions reported below.
Synthesis of catalyst 1:
To a solution of chiral diamine (10 mmol) in dry toluene (20 mL) aromatic aldehyde (20.2 mmol) was added. The mixture was stirred in presence of molecular sieves for 40-72 h at 110°C. The reaction mixture was cooled to room temperature, filtered and the solvent was evaporated under vacuum to give the corresponding imines in yields >90%. Eventually the bis-imine may be crystallized from ethanol. 5, 155.4, 150.6, 148.8, 137.6, 132.9, 130.3, 129.1, 127.8, 127.6, 127.1, 126.3, 126.2, 121.6, 119.9, 118.2 . .
Diels-Alder reaction: typical procedure
The catalysts were prepared by treating the diamine in DCM dry with the proper amount of acid and removing the solvent after 15 minutes stirring at 25°C; the salt was used without any further purification. To a stirring solution of the catalyst (0.03 mmol.) in 0.3 mL of CHCl 3 under inert atmosphere aldehyde (0.3 mmol.) was added; after 5 minutes cyclopentadiene (1.5 mmol.) was added and the reaction mixture was allowed to stir for 72 hours at 25°C. The reaction mixture was evaporated under reduced pressure and analyzed by NMR. The yield and diastereoisomeric ratio were then confirmed on the isolated product purified by flash chromatography on a short silica gel column with ethylacetate/hexanes mixtures as eluant. The e.e. were determined by HPLC on the alcohol obtained by NaBH 4 reduction of the cycloadducts (Chiralpak OJ-H column, hexane: isopropanol 7:3; flow rate 0.8 ml/min; λ 225 nm: t R 12.6 min (endo-major), t R 29.1 in (endo-minor) t R 38.7 min (exo-major), t R 51.8 min (exo-minor)).
Characterization of products

Synthesis of bis-imines catalysts:
Products 1 8, 155.8, 146.7, 138.7, 132.3, 130.6, 129.5, 129.2, 128.0, 126.9, 126.7, 125.5, 124.8, 120.8, 119.8, 117.8 . 2, 154.8, 154.2, 152.5, 152.0, 147.6, 140.0, 138.4, 137.6, 129.6, 128.0, 127.2, 126.9, 126.6, 126.1, 125.3, 124.4, 123.0, 122.4, 121.0, 
Synthesis of (1S, 2S, 3S, 4R)-3-phenylbicyclo[2.2.1]hept-5-ene-2-carbaldehyde and (1R, 2S, 3S, 4S)-3-phenylbicyclo[2.2.1]hept-5-ene-2-carbaldehyde:
This product is known 10 and was purified by flash column chromatography on silica gel with a 98:2 hexane/ethyl acetate mixture as eluant affording a mixture of endo and exo Diels-Alder adducts.
Data for endo:
R f = 0.42 (hex/EtOAc 9:1 stained blue with phosphomolibdic acid) 1 3.14 (brs, 1H, CHCH=CHCH), 3.10 (d, J=4.8, 1H, CHPh), 2.99 (dd, J=2.7, 5.4, 1H, CHCHO) 
